© b * m & » b (j p) ©ftfrmmzm 
® & SB 4* WF & » (A) 0S63- 145735 

®Int.Cl.« IMB-t JfrtSM* @&§S TO63^(1988)6^17B 

C 22 C 16/00 641I-4K 

ggjg 3313: %§8g>» i (j 4 j) 

®W P PS61- 291749 
©ffi 19 8361(1986) 12/! 8 B 



©5B 






Km n £ 


*»»©»rpg§*«i*a 1 T S 3 




©II 


§8 




ma mm 


»WE*ffiBft«l*a 1 TS 3 fttt 




@S§ 


18 




>b EE & 


^jtmmms^«a 1 ts 3 m 




©ffi 


!H 


A 








©ft 


9 


A 









91 m m 

2.ttfrsA#0i<!lffl 

Nb:0. 1 — 1.2 Sn:0.2-1.2 

Fe:0.25 HPJT, Cr:0.20 fclUT. * J: 
Ki:0.3HHT<D^iaH<tt2«8i, 

* » 9I tt * fity>'a7-3o-^ayttK:ffi*i 
lift) 

■>* ;u 3 ~ $ i. & £ tt . * & * 3 - +i J~ it $F t 



•> j»ftftci*AST!i. jis ^cJKS^nr^* >-;u 

o A - 2 «fe U >* * * o 4 - 4 £> £ • ■>" /u * 
a •< -2 tt&«*Sflil7-i!P®te8tt!Bffi UT. 

t T ffl <o fix ^ * . * * o -f - 2 . ;u * o 

<Z>Nb£&i;Zr-l Nb£&. ffi * 32 05 ?- IF © E ?J 
<h LTftfll £ ftt lr> *2.5 «tKfiDNb*-SCZr -2. 
5 Nb2?A<&*. 

EJlH*/:*ft£mi* ; •>* a 7 - 3 d - •>' 9 y i 



-215- 



7 - 3 a - 9 ySifc (KIT- Wt: r / * * 7 - 
ccDy s> * 7 - 3 a - 9 yco^t«:*BO 

* st/ * 7 - j o - > - » xtt^iunr* 

0.05-1.0 K0Mb*£*i £*T&t/ 7 - 3 

C«r *JKffitt£¥ far X h (500r „ 105 SCEv H 
^ * 7 - n a - 9 yoS4*W*lt*.ci 

fj|y'>'a7-3Q-^yi!tftU*>Jlitt 

(D fit y >* * 7 - 3 a - •>* a X tt <D fig A * &.*CPe* 



1MIWB 63-145735 (2) 

3G640 a<*tf£*l4. 

fflffi3 y h □ ft 3 £B*< ft 

>uu i J: *) fcSffcttcfcnrn* c £ Nb 
****** CitckOBtfttt^lBJJil- 4 iiO 
2 'o©tt*»ft*IQ*^*fc tO^i ^4. 

*ft4*<. c ©35 2 <&aX2rrfcc £ *Nb<&ffi£fi 
£>*n,* o -f 4 

»»«fff^^ttNttii«20pp» na*ffr*g 
4a>£fflJ?L4fc66£&o.2 k&w $ nnwr + tt 

Mb:0. 1-1.2 Sn:0.2~L.2 %> 

Fe:0.25 KHT* Cr:0.20 K K T\ * * 0? 
HI:0.3KHT«D?51flt>L<tt2IIH±. 

* * 4 fflfc* fit 4 * W y * 7 - 3 o - 



-216- 



WNb : Hbttl^Ofity 9 * * - 3 D - 9 y ft £ 

a#r*§«Tj)0;i**i4*<. *£9i©,fc?fC 
&*©**/* o 4 s ft &W»a<4>tf < . 

Fe, CriS±tfn\1><*nLZ$*i!tlZ&frT'Z 
tt. NbftfctW.l MX^^ftRftftcl; 

4. LfcA<->T. Nb*<0.l fifi?<^»)#<ftl^ 

4" ft * * « t> * § n * * ft * s a< 4> tt n # a< sa 

H^. ±£©-a**«UT. Kb 

(b)Sn: SAttdJ>ft©ftWT*J&Wftft©»ftttB» 

am^^n, »ftf£i&iL©fc*K:a:»* ut> 

7t£?fc*. L**L; S»ttB*C*©ft1T»A< 

2r r * -»r»ftii*ftT**4ttH* 

©tt**fcfe± LT©N*<lrr *fi*fttt*fcT3 

■ *<0.2 ffilK*43** <fci£e§tfttt©ffiT* 

i^l<Otftt»*U)i£^. LUST, 
♦ fcgj-Ct*. CrftfcS© JlH£0.2 ffii^it 

(e)Ni: NifcFe. Cr <h ft I* C * ft ?8 £ ft © R ft ft ft 
ttt*Bftttfo±»*A<»&.*l4. L*b. ftff 

g*<0.3 mftH*a*4i«K:»fttt0«T* 
LfcA<-»T*S&9!T!tt. Kift#ft©'j:PR 
£0.3 IS^iti. 

S M -Nb + Sn + (Fe + Cr + Ni) 

Mtt*Mftftcft*1-*fc* 
ft#©ft*rS©4S*aa*&;b?- <>©t&*. 
*ftWftft©««WttK*#«t,T. *©«£ 
fOfiliO.7 S|K«i7%n(^^. Sngti 



KIW8 63-145735 (3) 

Sn© ft *T ft <fc fH £ *14 ft ft t 4>H0f»ttC -3 

Tft*), SnftW1^1.2 ffifi%2T«:fifftll£ 

*»W©Snft*ft0±IB*l,2 fflfiHtr*. 
L < HU 0.8 KTfc*. 

rtT, J; $£SCft*r£*4©A<*?3: lh, 
(OFe: Pefc* fc*2£$|ftft©B ft ftffl J:«: * »tt 

icfc?&*K *©ftWft©«»Jnic{¥fc^iStfttt 

fijJ:©$fr3U<#<c>tt4. L*L, FeftfffiA<# 
*S'*<t#£flftil©teT**jr. tU<,T, 
Peft^rft©Ji|R*0.25fflftHtr 

4. 

(DCr: CrtiFei^fiC^ftWftftOWftlllSlJttC 
?T2&tt7c£?*>*K *©fttf ft©«jjjnc#ttn 
0ftttfflJb©ttA4<ff &ft.£. L*L€©ftfir 

#0.7 ffifflK8lJbCtt*J:-5c. 0.2 -1.2 

***w©a«t«-ttArT - * 4f ^ y»j»tF«m 
uran *c*rffc^*»*ff-r*ftft*«8»u. 

*ifcB*2«i ©KttfcJHufc. fiilgCKWfcKKfr 

fttt©»«*lf KftttaitiiaMEKIftc 
< y >* x -7 - 3 o - 9 y ©»&fr* <g* 
ttctt. aso.in* a±©eai*titafis«F*Bfli 

ffirKttSfti£530 105 Si EE*- 100 MrlB! 

h * U-^ftft-TTft -»fc. 

0&f$ ClOSOrxlhr -HO -*»P!|E 
g C700 t x2hr . Rd (Jtolflt) ^50%) - + B 
!tfcHi(650r x2hr)^ADEi£ (Rd^70%) 
ttl«(577r x3hr)~ffitt (KttM*) 



-217- 



eta - **0tt£&tnto0*mttt 



lb 


Nb 


S* 


Fe 


Cr 


SI 






1 


- 


1.53 


0.14 


0.11 


0.07 


X 


) ttm 

\S/ua a A -4 


2 




1.55 


0.20 


0.12 




X 


3 


0.21 


1.55 


0.13 


0. 10 


0.08 


X 


i'Jn>* o4 -2)+tt> 


4 


0.22 


1.53 


0.18 


0.11 




X 


(WWS860 -36640 9) 


5 


0.21 


1.55 


0.15 


0.15 


— 


X 




6 


0.24 


1.32 


0.20 


0.11 


0.09 


X 






7 


0.50 


1.70 


0.15 


0.10 


0.15 


X 






8 


0.48 


1.40 


0.20 


0.15 


0.08 


X 






9 


1.03 


1. 10 


0.27 


0.11 


0.10 


X 




10 


0.90 


1.05 


0.15 


0.12 


0.10 


o 


BT*fc9)lt 


11 


1.05 


0.77 


0.11 


0.09 


0.08 


o 






12 


1. 10 


0.43 


0.08 


0.16 


0.03 


o 






13 


1.10 


0.25 


0.05 


0.09 


0.03 


o 






14 


0.S3 


0.47 


0.10 


0.05 


0.25 


o 






IS 


0.49 


0.48 


0.11 


0.27 


0.14 


X 


SCrttttW 


16 


0.48 


0.50 


0.13 


0.20 


0.10 


o 




17 


0.45 


0.50 


0.25 


0.05 


0.03 


O 






18 


0.47 


0.51 


0.22 


0.17 


0.07 


O 






19 


0.51 


0.50 


0.24 


0.10 


0.18 


O 






20 


0.54 


0.53 


0.20 


0.11 


0.35 


X 





(«<> 



nm 63-145735 (4) 



(«S) 





Nb 


So 


Pe 


Cr 


Nt 






21 


0.48 


0.52 


0.20 


0.13 


0.30 


O 




22 


0.51 


0.50 


0.18 


0.09 


0.14 


O 






23 


0.53 


0.50 


0.18 


0.05 


0.07 


0 






24 


0.55 


0.53 


0.10 


— 


0.08 


0 






25 


0.49 


0.51 


0.05 


0.05 


0.20 


0 






26 


0.22 


1.10 


0.25 


0.10 


— 


0 






27 


0.21 


0.97 


0.18 


0.09 


0.10 


0 






28 


0.15 


0.61 


0.25 


0.15 


0.06 


0 






29 


0.21 


0.38 




0.15 


0.15 


0 






30 


0.13 


0.22 


0.25 


0.15 


0.08 


0 






31 


0.31 


1.00 


0.24 








0 






32 


0.30 


0.99 





0.14 


— 


0 






33 


0.25 


0.50 






0.25 


0 






34 


0.05 


0.42 


0.20 


0.13 


0.19 


X 




35 


0.08 


1.05 


0.23 


0.18 


0.26 


X 


I 



m 1 ac*&ifls&tt£ittSffl£&W0tfB5a 

Nil . 2 . 3 . 4 d 4 

2 *YLK$3tVt\tm\*\z; ->-a ? - 

15. 2oc*r^^«. *nfn, p«. cr. mm* 

*5fcW©leBB*.ig;lT**K <* *KKJ5*Ki34. 35 
L*£^0«BBca*l*i*KiiO~Hs 16-19. 21 

-33c*r*&9i6a#ctti>rn{>/ 



3 n - B y|!|ct<'HTt>4it^h4tt^0 

* 7 - 3 o - •>* » y lt A«f» £ ft & <D T * h . 
C8»frfcf*T-C t>B/ 5>» 7 - 3 a - c; 9 yft 

max tt*^Rx5tn^^^ 

KSA #8± -IE w « - 



-218- 




R3) NATIONAL INDUSTRIAL PROPERTY OFFICE (JP) 

PUBLIC filing [illegible] 
PUBLICATION OF PATENT (A) Year 1988 - 145735 

Publication: 17-Jun-1988 

Int. CL Rmi. Specific Cod* lnt«m«i Rmi. kw«ntion No: 1 (5 omQ**) 

C 22 C 18/00 64H - 4K V«f?fic«bon raquMt: No 



Title of invention: Zirconium Alloy 

Application no.: Year 1986 - 291749 
Filed: 08-Dec-1986 

Inventor: ANADA, Hiroyuki, Technical Research Institute, Metal Industrial Co,, Ltd., 1-3, 

Hondori Nishi Nagasu Amagasaki, Hyougoken, Japan. 
Inventor: SHIDA, Yoshiaki, Technical Research Institute, Sumotomo Metal Industrial Co., 

Ltd., 1-3, Hondori Nishi Nagasu Amagasaki, Hyougoken, Japan. 
Inventor: KODAMA, Tsuyoshi, Technical Research Institute, Sumotomo Metal Industrial 

Co., Ltd., 1-3, Hondori Nishi Nagasu Amagasaki, Hyougoken, Japan. 
Assignee: Sumotomo Metal Industrial Co., Ltd., 5-15 Kitahama, Higashiku, Osakashi, 

Osaka, Japan. 
Attorney, agent or firm: Patent Agent Shouichi HI ROSE. 

Abstract 



1 . Title of Tnventfdn: " 
":-•«= ^Zirconium Alloy . 

2. Scope of Patent: 

- Zirconium alloy having nodular corrosion resistant properties with the following 
composition:, (% by weight) - 

• 0.1 -1.2% Nb, and 0:2 - 1.2% Sn 

• one or more elements: ' 
r Fe: fess than 0.25% 

- Cr: less than 0.20% 

- Ni: less than 0.3% 

• zirconium and impurities (remainder) ... 

3. Detailed description of the invention: 
(Field of industrial use) 

Thus invention relates to a zirconium alloy having nodular corrosion resfstant properties. 
(Standard technique used) 

ATTACHMENT I 
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* 'Zirconium alloy is more resistant to corrosion than zirconium. Its thermal neutron 
•' absorption cross-section is smaller, and it is resistant to corrosion from water or high- 
temperature steam. For this reason this alloy is used to manufacture watertight nuclear 
fuel tubes for use in water reactors. 

The different types of zirconium alloy currently in use are zircaloy-2 and zircaloy-4, in 
accordance with ASTM and JIS standards. Zircaloy-2 is used to manufacture watertight 
nuclear fuel tubes for use in boiling water reactors. Zircaloy-4, on the other hand, is used 
to manufacture watertight nuclear fuel tubes for use in pressurized water reactors, and 
pipe casings for boiling water reactors. In addition to the two zircaloys. there are also 
ZMNb, which contains 1% Nb and is said to be used to manufacture watertight tubes in 
the USSR; and Zr-2.5Nb, which contains 2.5% Nb and is used to manufacture high- 
pressure pipes for use in heavy water reactors (HWR). 

However, these zirconium alloys are not perfectly corrosion resistant. For example, an 
abnormal corrosion phenomenon, nodular corrosion, is observed with the alloys used for 
watertight tubes in water reactors. This nodular corrosion phenomenon is said to be likely 
| to occur with a zircaloy-2 tube for a boiling water reactor. A black, oxidized skin normally 
appears after reaction with water or high-temperature steam. The nodular corrosion 
phenomenon, however, causes white patches of oxidation to form, thinning the healthy 
part of the tube, which is a very serious problem. 

Several studies of the nodular corrosion phenomenon propose processes for preventing 
nodular corrosion, e.g.: 

1 . The nodular corrosion resistant property can be obtained through a process 
whereby the separation structure of the intermetallic compounds that form in the alloy 
(zircaloy-2 or zircaloy-4, hereinafter referred to by the term -alloy") is changed after 
undergoing the following heat treatments: 

• Heat treatment of the outside of the tube (raw or intermediate tube), limiting the 
treatment area to zone (a + b), or b alone; 

• Quenching by sudden cooling. 

2. A method whereby the nodular corrosion resistant property is obtained by 
f incorporating 0.05 - 1 .0% Nb into the alloy (Patent no. S.60 119851 - 36640). 



(Problems this invention attempts to solve) 

However, there are certain problems with the proposed methods described above. In the 
first method, a complex heat treatment that is difficult to control from the temperature 
standpoint is required, calling for special facilities that can only result in an increase in 
manufacturing costs. 

The second method is a combined method that harnesses the corrosion resistant property 
of the zirconium alloy and the property of Nb as a corrosion resistance enhancement 
agent. While it is true that the alloy containing Nb obtained by this method offers better 
corrosion resistance with respect to the alloy without Nb. the quantity of Nb proposed by 
this method did not yield satisfactory results in the corrosion resistance property 
evaluation we carried out outside the reactor. We observed the nodular corrosion 
phenomenon under severe conditions (steam at 500 °C and pressure of 105 Atm). 
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1 The purpose of this invention is therefore to provide a method of manufacturing low-cost 
zirconium alloy with nodular corrosion resistant properties. 



(Means of resolving the problems) 

After some research and testing on the influence of materials on nodular corrosion 
resistant properties, we arrived at the following conclusions: 

1 . From the nodular corrosion resistance standpoint, when the alloy contains all three 
elements - i.e., Fe, Cr and Ni - better results are obtained with the least possible amount of 
Sn. However, if Sn is needed to increase the hardness of the alloy, it can be used up to 

1 .2% by weight without negatively impacting the corrosion resistance property. 

2. While we know that Sn interferes with the action of N, which lowers corrosion 
resistance performance, the N level is generally only 20 ppm for the melting and sponge 
technique currently used, such that an Sn level of 0.2% would be amply sufficient to 
prevent the undesirable effect of diminished corrosion resistant properties. 

It is clear from the above that our research focused specifically on the Sn property, which 
was previously unknown. Based on the findings of such research, we developed the 
following invention: 

Zirconium alloy having nodular corrosion resistant properties with the following 
composition: (% by weight) 

• 0.1 - 1.2% Nb, and 0.2 - 1.2% Sn 

• one or more elements: 

- Fe: less than 0.25% 
• Cr: less than 0.20% 

- Ni: less than 0.3% 

• zirconium and impurities (remainder) 



(Action) 

The reasons for choosing the above composition parameters is explained below. 

(a) Nb - Nb is generally added to improve nodular corrosion resistance. Its action as a 
corrosion resistance enhancement agent starts at the level of 0.1% by weight, under the 
following existing conditions: 

• the Sn level in the zircaloy is lower than usual; 

• * the alloy contains all three elements: Fe, Cr and Ni. 

Starting at an Nb level of 1.0%, the alloy's corrosion resistance is enhanced as the alloy 
becomes harder. 

However, Nb is a very expensive element that absorbs a substantial amount of neutrons, 
so it is best to limit its use. As such, we decided upon an upper Nb usage limit of 1.2%. 
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(b) Sn - Very small quantities of Sn enhance corrosion resistance. However, this 
element unfortunately has the opposite effect if more than a certain amount is used. The 
corrosion resistance effect starts at an Sn level of 0.2%. 

Tests were performed with different levels of Sn to study the effects on the properties of 
the alloy. Surprisingly, a low level of Sn provides a high level of corrosion resistance, and 
the resistance only begins falling off at a level of 1 .2%. As such, we set the upper limit at 
1 .2%, but the desired level is 0.8%. 

The element Sn also increases hardness. If a harder alloy is desired, it can be added up to 
the limit set above. 

° Fe - The element Fe also enhances corrosion resistance. Increasing its usage level 
improves resistance up to an upper limit, beyond which it has the opposite effect. We thus 
decided upon an upper limit of 0.25% for it. 

(d) Cr - Like Fe, Cr enhances corrosion resistance. The effect increases with the usage 
level, but reverses beyond 0.2%. Since this element is very sensitive to annealing 
temperature, it is not desirable to use a large amount. As such, we set the upper limit at 
0.2%. 

(e) Ni - Like Fe and Cr, Ni enhances corrosion resistance. Its effect increases with the 
level, but reverses beyond 0.3%. As such, we set the upper limit at 0.2%. 

After studying all the relevant criteria, i.e., corrosion resistance, mechanical properties and 
neutron absorption, we determined the parameters for using the following elements: 

Z M = Nb + Sn + (Fe + Cr + Ni) 

I M stands for the total amount of chemical elements contained in this alloy. Given the 
mechanical properties of the alloy, the total amount must be less than 0.7%. The amount 
of Sn is determined by subtracting the amounts of the other elements from the total 
amount, within the 0.2-1 .2% range. 



(Example) 

The test sample, a 2-mm sheet of material, is manufactured according to the process 
described below in an arc furnace with various parameters for the component elements 
(see table 1 ). Tests were performed in a circular steam system autoclave to evaluate 
corrosion resistance. Corrosion evaluation is based on whether white nodular corrosion 
patches appear, in practical terms, the corrosion threshold is a white patch measuring 0.1 
mm in diameter that can be detected by visual examination. 

The test conditions are: 

• Temperature 530°C 

• Pressure 105Atmde 

• Duration 100h 



Manufacturing Process 

• p treatment (1050°C x 1h, and WG water-quenched) 

• Hot rolling (700 °C x 2h, Rd degree of treatment = 50%) 

• Intermediate annealing (650 °C x 2h) 

• Cold rolling (Rd degree of treatment = 70%) 

• Final annealing (577 °C x 3h) 

• Sheet of material 



Table 1 : Findings of comparative nodular corrosion tests 
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Note O: No nodular corrosion phenomenon 

X: Nodular corrosion phenomenon observed 
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The table shows the findings of the comparison between the materials according to our 
invention and the specific examples given. 

In cases 1 . 2. 3 and 4. which relate to zircaloys and zircaioys + Nb. nodular corrosion was 
observed. 

Cases 5 through 8 shows examples of our invention with, however, an Sn level above the 
set limit. These examples showed nodular corrosion. 

In examples 9. 1 5 and 20, the levels of the elements Fe, Cr and Ni fall outside the set 
parameters. Likewise, cases 34 and 35 have Nb levels that exceed the limit set in our 
invention. Corrosion was observed in all these cases. By contrast, no nodular corrosion 
occurred with the examples with levels of the elements falling within the parameters. 

We thus drew the conclusion that the alloy according to our invention is more resistant to 
nodular corrosion than is observed with a standard alloy. 

(Outcome of our invention) 

As a result, an alloy produced using our method is more resistant to nodularcorrosion than 
zirconium alloy, which is considered resistant, even with a low level of Sn. This can be 
achieved to the degree that one or more elements, including Fe. Cr and Ni, are used within 
the proportional parameters defined above. The alloys according to our invention are even 
resistant to nodular corrosion under severe usage conditions. 

Assignee: Metal Industrial Co., Ltd. 

Attorney, Agent or Firm: Patent Agent Shouichi HIROSE. 
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